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(54) Ruoropolymer dispersions 

(57) Mixtures of f luoropolymer dispersion, wherein: 

a) a dispersion is formed by TFE (co)polymers with 
average particle sizes in the range 180-400 nm; 

b) another dispersion selected from: 

1) (copolymer dispersion of TFE; 

2) thermoplastic copolymers of TFE; 

the average particle sizes of dispersion b) range from 
20 to 60 nm; 

the ratio between the particle sizes of dispersion b) 
compared with those of dispersion a) is lower than 0.3. 
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Description 

[0001 ] The present invention relates to f luoropolymer aqueous dispersions to be used in coating applications for metal 
and ceramic surfaces and in the textile impregnation. 
5 [0002] Specifically, the present invention relates to films obtained from f luoropolymer aqueous dispersions, having an 
high critical thickness, preferably combined with good optical and mechanical properties. 

[0003] Critical thickness means the maximum thickness obtainable without cracks and surface defects inside the film. 
[0004] It is very important from the application point of view to increase the limit of the critical thickness so as to have 
films without cracks in correspondence with the highest thickness. An higher critical thickness means indeed better film 

10 mechanical (e.g. scratch-resistance) and optical properties. 

[0005] It is known in the art to combine two latexes so as to have a f luoropolymer aqueous dispersion having a bimo- 
dal distribution of the particle diameters to prepare useful dispersions in coating applications on metal, glass and 
ceramics or glass-fiber textiles. Specifically see EP 657,514 which describes the use of f luoropolymer dispersion mix- 
tures, expressly excluding thermoplastic polymers, obtained by emulsion polymerization and mixed to obtain bimodal 

is distributions of the particle sizes in order to optimize, in particular in the textile impregnation sector, the applied polymer 
amount for each passage without crack formation. The ratio between the particle sizes having a lower diameter with the 
particle size having an higher diameter is in the range 0.3-0.7. The first dispersion has an average diameter by number 
in the range 180-440 nm, while the second f luoropolymer dispersion has an average diameter from 50 to 150 nm. The 
component amount having a lower diameter with respect to the component having an higher diameter is in the range 

20 5-50% by weight, preferably 5-20% by weight. The Examples reported in this patent substantially relate to the textile 
impregnation and show that, by using an amount of 10% and 18% by weight of the component with the lower size, 
cracks are eliminated and the amount of the applied f luoropolymer increases. If amounts other than these two values 
are used, cracks are noticed. The polymer having a lower size has particle sizes of 1 00 and 1 1 0 nm and the above men- 
tioned ratio ranges from 0.45 to 0.5. The only example given on the metal coating shows that with an amount equal to 

25 10% of the f luoropolymer having lower particle size, the film hardness increases, in comparison with the case where 
the film is obtained by exclusively using the fluoropolymer a) with higher sizes as above defined. Tests carried out by 
the Applicant have shown that in the case of metal coating, by using the dispersions exemplified in the above mentioned 
patent, there is no increase of critical thickness. 

[0006] The need was felt to have available fluoropolymer aqueous dispersions able to form films on metals having an 
30 higher critical thickness combined with the absence of cracks, preferably with improved optical properties, with respect 
to the films obtained from the fluoropolymer dispersions of the prior art. 

[0007] The Applicant has surprisingly found that by using a mixture of two fluoropolymer dispersions having a different 
granulometric distribution and such that the ratio between the average sizes of the respective particles is well defined, 
films having the above mentioned properties are obtained. 
35 [0008] An object of the present invention are therefore fluoropolymer dispersion mixtures, wherein: 

a) a dispersion is formed by tetrafluoroethylene (TFE) homopolymers or by its copolymers with one or more mon- 
omers containing at least one ethylene type unsaturation in amounts from 0 up to 8% by weight, preferably from 
0.01 to 3% by weight; the average particle sizes range from 190 to 400 nm, preferably from 210 to 300 nm; 

40 

b) another dispersion is selected from one or more of the following dispersions: 

1) homopolymer dispersion of tetrafluoroethylene (TFE), or based on its copolymers with one or more mono- 
mers containing at least one ethylene type unsaturation in amounts from 0 up to 8% by weight, preferably from 

45 0.01 to 3% by weight; 

2) TFE thermoplastic copolymers, preferably copolymers containing from 7 to 27% by weight of hexaf luoropro- 
pene; copolymers containing from 0.5 to 18% by weight, in particular from 2 to 10% by weight of one or more 
perfluoroalkylvinylethers, preferably selected from methyl-, ethyl-, propylvinyl ether; 

the average particle sizes of the dispersion b) range from 20 to 60 nm, preferably from 20 to 45. 

50 

the ratio between the average particle sizes of the dispersion b) with respect to those of the dispersion a) being 
lower than 0.3, preferably 0.1 to 0.25, component b) being obtainable by emulsion polymerization. 

[0009] The dispersion b) can be used even though the average particle size is higher than 60 nm, provided that the 
55 particle fraction having sizes defined in b) (average particle size 20-60 nm) is equal to at least 60% by weight, preferably 
70% by weight, the ratio by weight between the average particl sizes of 20-60 nm and those of dispersion a) being 
lower than 0.3. 

[001 0] The Applicant has found that in order to obtain the present invention results, it is important to have at least two 
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dispersions having the above mentioned granulometric distributions. If desired, one or more dispersions having distri- 
bution with an average diameter lower than 20 nm, can be added. 
Among the TFE comonomers the fluorinated ones are specifically mentioned: 

5 - C 3 -C 8 perfluoroolefins, such as hexafluoropropene (HFP); 

- C 2 -C 8 hydrogenated fluoroolefins, such as vinyl fluoride (VF), vinilydene fluoride (VDF), trifluoroethylene, hex- 
afluoroisobutene, CH 2 =CH-R f perfluoroalkylethylene, wherein R f is a C r C 6 perfluoroalkyl; 

- chloro- and/or bromo- and/or iodo- C 2 -C 8 fluoroolefins, such as chorotrifluoroethylene (CTFE); 

- CF 2 =CFOR f (per) fluoroalkyivinylethers (PAVE), wherein R f is a C r C 6 (per)fluoroalkyl, for example CF 3 , C 2 F 5 , 
10 C 3 F 7 ; 

- CF 2 =CFOX (per)fluoro-oxyalkylvinylethers, wherein X is: a C r C 12 alkyl, or a C r C 12 oxyalkyl, or a C r C 12 
(per)fluoro-oxyalkyl having one or more ether groups, for example perfluoro-2-propoxy-propyl. 

[001 1 ] The comonomers which do not substantially decrease the PTFE thermal stability, are preferred. 
15 [001 2] The preferred f luoropolymers for the dispersion a) are polytetraf luoethylene or polytetraf luoroethylene modified 
with one or more comonomers having ethylene unsaturation. 

[001 3] The preferred f luoropolymers for the dispersion b) are polytetraf luoroethylene or modified polytetraf luoroethyl- 
ene. When an improvement of the optical and mechanical properties is desired, thermoplastic f luoropolymers of the 
type b2), preferably TFE copolymers with perfluoromethylvinylether in amounts between 6 and 7% by weight, optionally 
20 containing perfluoropropylvinylether between 0.8 and 1 .2% by weight, or TFE copolymers with pert luoropropylvi- 
nylether from 4 to 6% by weight, are used. 

[0014] The type a) aqueous dispersions are obtainable by the conventional emulsion polymerization processes. 
[0015] The type b) aqueous dispersions are obtainable with the polymerization process in microemulsion described 
in the Italian patent application Ml 98A001519 in the name of the Applicant, filed on the same day as the present appli- 
es cation and having for title "TFE polymerization process". The process relates to the preparation of dispersions based 
on tetraf luoroethylene (TFE) homopolymers, or based on its copolymers with one or more monomers containing at least 
one ethylene type unsaturation, having a particle fraction equal to at least 60% by weight, preferably 70% by weight, 
with average diameter sizes in the range 0.005-0.06 ixm, preferably 0.01-0.05 ^m, comprising: 

30 a) preparation of an aqueous microemulsion of perfluoropolyethers (PFPE) having neutral end groups or end 
groups optionally containing 1 or more H atoms, CI instead of fluorine;. 

b) feeding of the microemulsion to the polymerization reactor, in such amount wherefore the microemulsion per- 
f luoropolyether oil phase is present in a concentration higher than 2 ml per litre of reaction medium, preferably from 
2.2 ml up to 50 ml per litre, still more preferably from 3 to 30 ml per litre of reaction medium; 
35 c) feeding of the reaction medium into the polymerization reactor, reactor degassing, reactor pressurization with 
gaseous TFE, optional addition of surfactants, stabilizers, comonomers, chain transfer agents; 

d) initiator addition, and optionally during the polymerization of further amounts of surfactnts, stabilizers, comono- 
mers, chain transfer agents; 

e) discharge from the reactor of the polymeric latex. 

40 

[001 6] In order to obtain the results of the present invention the weight ratio between the component a) and compo- 
nent b) as dry product can range between 99/1 and 90/10, preferably between 99/1 and 95/5 by weight. 
[0017] The dispersions are usually used at a concentration of the dry product in the range 25%-75% by weight and 
preferably 40-65% by weight. 

45 [0018] The mixture can be obtained by simple mixing the component a) previously concentrated by the known meth- 
ods (addition of non ionic surfactant and heating or ultrafiltration) with the component b) so as it is obtained from the 
polymerization autoclave or concentrated as above for component a) or it can be obtained by coconcentration of the two 
latexes. 

[0019] The component b) can be concentrated as it is obtained from the polymerization autoclave or after ultracen- 

50 trifugation. In this case the surnatant dispersion of the ultracentrifugation is used. 

[0020] In particular by using mixtures of dispersions constituted by the component a) and by the component b), pref- 
erably in the composition range from 99/1 to 95/5 by weight, and with the above mentioned particle size ratio, it is pos- 
sible to considerably increase the critical thickness of the films obtained starting from these mixtures in comparison with 
the films obtained from the sole component a). 

55 [0021 ] As already said, when in the invention mixtures a thermoprocessaWe polymer is used as dispersion b), gloss 
and scratch-resistance of the obtained films are improved. 

[0022] The obtained dispersion mixture can be suitably formulated in connection with the intended application, with 
the addition of other resin aqueous dispersions such as for example acrylic resins, silicone resins, polyamidoamidic res- 



3 



EP0 969 055 A1 



ins, etc.; pigments, surfactants, inorganic fillers and other additives. After the mixture application to the desired surface, 
the film is dried and then sintered at a temperature higher than the polymer melting temperature. 
[0023] The total surfactant amount necessary to stabilize the mixture of the invention dispersions generally ranges 
betw en 2 and 10% and it is preferably between 3 and 6% by weight of the dispersion. 
5 [0024] The f luoropolymer aqueous dispersions of the present invention besides for coating applications on metal sur- 
faces can be used also for ceramic surfaces and in the textile impregnation and for obtaining cast films. 
[0025] The following examples are mentioned for illustrative purposes, but they are not limitative of the invention 
scope. 

w EXAMPLES 

Characterization 

[0026] 

15 

The average particle diameter is measured by a Laser light diffusion-based equipment, in particular on Photon Cor- 
relation Spectroscopy, equipped with Brookhaven 2030 AT model correlator and Argon Laser light source having 
an wave length of 514.5 nm by Spectra-Phisics. The latex specimens to be subjected to measurement, are suitably 
diluted with water bidistilled and filtered at 0.2 nm on Millipore filter. The scattering measurement is carried out at 
20 room temperature and at an angle of 90°. The latex particle diameter is obtained by the cumulant method. 

The polymer content of the latex discharged from the reactor and of the supernatant obtained by ultracentrifugation 
is evaluated by weight loss at 150°C for 1 hour. Specifically about 20 grams of latex are weighed in a glass beaker 
and put in stove to dry for 1 hour at 150°C. The dry product content of the latex is obtained by the formula: 

25 Dry % = (weight after drying/latex initial weight) x 100. 

- . In order to determine the per cent fraction of solid separated due to ultracentrifugation, the supernatant dry content 
after centrifugation is normalized with respect to the latex dry content before centrifugation, according to the for- 
mula: 

30 

Separated solid % = (Dry part in the supernatant % /Dry part in the latex %) x 100 

In order to have an estimation of the primary particle granulometry distribution, the latex is subjected to centrifuga- 
tion at 5000 rpm for 1 hour, by using a Kontron Centrikon H401 model ultracentrifuge. The separated supernatant 
35 is subjected to polymer content determination by weight loss and to determination of the primary particle average 
diameter, as previously described. 

EXAMPLE 1 

40 Preparation pf the migroemglsipn 

[0027] In a glass beaker are introduced: 

5 parts by weight of ammonic salt of an acid having the structure (I) 

45 

CIC3F 6 0(C 3 F 6 0) n CF 2 COOH (I) 
wherein n is an integer such as to give acidimetric molecular weight equal to 530; 

3 parts by weight of a perfluoropolyether having a type II structure and average molecular weight by number 700: 

so 

RfO(C3F 6 0) n ,(CFXO) m ,R' f (II) 

wherein n' and m'are integers such as to give the above mentioned average molecular weight by number, X=F, CF 3 ; 
R t , R' ft equal to or different from each other are pert luoroalkyls from 1 to 3 carbon atoms; 
55 - 8 parts by weight of water. 

The resulting microemulsion appears perfectly limpid in a temperature range between 2°C and 46°C. 



4 



EP0 969 055 A1 



Polymerization (dispersion b) 

[0028] 200 g of the preceding microemulsion are added to 3 litres of suitably degassed water in a 5 litres autoclave 
equipped with a mechanical stirrer and previously put under vacuum. 

5 [0029] The autoclave is kept under mechanical stirring and is pressurized with tetrafluoroethylene (TFE) up to a 20 
bar pressure at 80°C temperature. At this point 100 g of ammonium persulphate (APS) solution corresponding to 240 
mg of APS are fed into the autoclave. When the pressure in the reactor has decreased of 0.5 bar, TFE is fed by a com- 
pressor so as to maintain a constant pressure of 20 bar inside the reactor. In the meantime the reactor internal temper- 
ature is stably maintained at 80°C. After 48 minutes, the TFE feeding is stopped, the reactor evacuated and cooled. 

w [0030] An aqueous dispersion containing 280 g/kg of polymeric resin is obtained. The polymer primary particle diam- 
eter measured by Laser Light Scattering (LLS) results equal to 53 nm. After ultracentrifugation at 5,000 rpm for 1 hour, 
an amount of solid (coarse particles) equal to 5.9% by weight of the total is separated and the LLS measurement on 
the surnatant phase gives a 40 nm as average value. The obtained dispersion in Example 1, having average particle 
size diameter 53 nm, has 94.1% by weight of average particle size diameter 40 nm. Therefore as component b), accord- 

15 ing to the present invention can be used both as obtained dispersion (53 nm) and as surnatant (40 nm) 

EXAMPLE 2 

Polymerization (dispersion b) 

20 

[0031] 2,130 grams of the Example 1 microemulsion, equivalent to 6.8 ml/litre of perfluoropolyether, are added to 30 
litres of suitably degassed water in a 50 litre autoclave equipped with a mechanical stirrer and previously put under vac- 
uum. In the reactor also 140 grams of paraffin with softening point in the range 52°C-54°C were previously introduced. 
500 cc of a (NH4) 2 Fe(S04)26H 2 0 (SdM) solution equivalent to 500 mg of SdM are fed into the autoclave. The autoclave 
25 is kept under mechanical stirring and is pressurized with TFE up to a 20 bar pressure at 75°C temperature. 500 cc of a 
(NH 4 ) 2 S 2 0 8 (APS) solution equivalent to 1 500 mg of APS are then fed into the autoclave. 

[0032] . When the pressure in the reactor has decreased of 0.5 bar, TFE is fed by a compressor so as to maintain a v 

constant pressure of 20 bar inside the reactor. In the meantime the reactor internal temperature is increased up to 85°G • - - 

at a rate equal to 0.2°C/min. After 1 8 minutes, the TFE feeding is stopped, the reactor evacuated and cooled. An aque- ^ 

30 ous dispersion containing 225 g/kg of polymeric resin is obtained. 

[0033] The polymer primary average particle diameter measured by Laser Light Scattering (LLS) results equal to 1 08 
nm. After ultracentrifugation at 5,000 rpm for 1 hour, an amount of solid (coarse particles) equal to 23.2% by weight of 
the total is separated and the LLS measurement on the surnatant phase gives a 35 nm as average value. 
[0034] The obtained dispersion in Example 2 having average particle size diameter 108 nm, has 76.8% by weight of 

35 average particle size diameter 35 nm. Therefore as component b), according to the present invention, can be used both 
as obtained dispersion (108 nm) and as surnatant (35 nm) 

EXAMPLE 3 (comparative) 

40 Polymerization 

[0035] The emulsion polymerization is carried out at the TFE constant pressure of 20 bar in a 50 litres autoclave. In 
the autoclave 31 litres of deionized and degassed water, 29 g of ammonium perfluorooctanoate, 140 g of paraffin with 
softening point in the range 52-54°C, 1000 mg of ammonium persulphate are introduced. The autoclave is put under 
45 vacuum for ten minutes, subsequently 100 g of perfluoropropyMnylether are introduced. The autoclave is kept under 
mechanical stirring and is pressurized with TFE up to a 20 bar pressure at 55°C temperature. At this point 500 cc of a 
(NH 4 ) 2 S 2 0 8 (APS) solution corresponding to 1450 mg of APS are fed into the autoclave. 

[0036] When the pressure in the reactor has decreased of 0.5 bar, TFE is fed by a compressor so as to maintain a 
constant pressure of 20 bar inside the reactor. In the meantime the reactor internal temperature is increased up to 75° C 
so at a rate equal to 0.7°C/min. 

[0037] When 3.5 kg of TFE have reacted, the TFE feeding is stopped, the reactor evacuated and put under vacuum. 
An aqueous dispersion containing 1 1% by weight of polymer is obtained. 

[0038] The polymer primary average particle diameter measured by Laser Light Scattering (LLS) results equal to 1 1 5 
nm. After ultracentrifugation at 5,000 rpm for 1 hour, the 98% of the polymer is separated. The surnatant contains 2% 
55 by weight of particles having 100 nm average sizes. 

[0039] The obtained dispersion in Example 3 having average particle size diameter 1 15 nm, has 98% by weight of 
average article size diameter 1 00 nm. The % of th fraction from 20 to 60 nm is lower than 2% by weight. 
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EXAMPLE 4 

[0040] A mixture consisting of two dispersions of polytetraf luoroethylene (PTFE) having a total percentage of final 
solid of 57% by weight with a ratio by weight between the polymers of the two dispersions equal to 96/4, dispersion a)/ 
5 dispersion b) is prepared. The component a) of the mixture is a commercial product Ausimont Algoflon D60 EXP96® 
while the component b) is dispersion of Example 1: The particle diameters, measured by the Laser Light Scattering 
method, are respectively 250 and 53 nm with a particle diameter ratio between the component b) and component a) 
equal to 0.21. 

[0041 ] The mixture of the two dispersions, containing the 3% total of non ionic surfactant Triton X1 00, is charged with 
w an acrylic paste and sprayed on a primerized aluminum plate, dried at 100°C for two minutes and then sintered at 
420°C for 1 0 minutes. The final composition of the applied acrylic formualtion is formed by the following parts by weight 
of the various components: 45 of PTFE, 1 .5 of the Rhodopas D906 acrylic resin, 3.5 of Triton X100, 1 .2 of sodium salt 
and of triethanolamine of the lauryl acid, 0.5 of mica, 2 of xylene, 2 of butylcellosolve and the complement to 100 is 
water. 

15 [0042] On the sintered film, the critical thickness is determined by optical microscopy. Such critical thickness is com- 
pared with that measured on the film obtained by the pure component a). An increase of the critical thickness from 35 
to 50 jim is measured, passing from the pure dispersion a) to the mixture containing 4% by weight of dispersion b). 

EXAMPLE 5 

20 

[0043] A mixture consisting of two dispersions of polytetrafluoroethylene (PTFE) having a total percentage of final 
solid of 55% by weight with a ratio by weight between the polymers of the two dispersions, dispersion a)/dispersion b) 
respectively equal to 95.5/4.5 and 96.5/3.5, is prepared. The component a) of the mixtures is a commercial product 
Ausimont Algoflon D60 T1 1® while the component b) is dispersion of Example 2. The particle diameters, measured by 
25 the Laser Light Scattering method, are respectively 227 and 1 08 nm with a particle diameter ratio between the compo- 
nent b) and component a) equal to 0.48; the ratio between dispersion b)/dispersion a), considering the fraction 76.8% 
by weight of average particle size lower than 60 nm, is 0.1 54. 

[0044] The mixtures of the above mentioned dispersions, containing the total 3% of non ionic surfactant Triton X1 00, 
are.charged with the acrylic paste of Example 4 and sprayed on a primerized aluminum plate, dried at 100°C for two 
30 minutes and then sintered at 420°C for 10 minutes. 

[0045] On the sintered film, the critical thickness is determined by optical microscopy. Such critical thickness is com- 
pared with that measured on the film obtained by the pure component a). A critical thickness of 40 \irr\ is measured for 
both the mixtures in comparison with the critical thickness of 24 jim measured for the pure dispersion a). 

35 EXAMP15 Q 

[0046] Two mixtures consisting of two dispersions of polytetrafluoroethylene (PTFE) having a total percentage of the 
final solid of 55% by weight with a ratio by weight between the polymers of the two dispersions dispersion a) /dispersion 
b) equal to, respectively, 95.2/4.8 and 96.7/3.3, are prepared. The component a) of the mixture is a commercial product 
40 Ausimont of Example 5 while the component b) is the surnatant of Example 1 . The particle diameters, measured by the 
Laser Light Scattering method, are respectively 227 and 40 nm with a particle diameter ratio between the component 
b) and component a) equal to 0.176. 

[0047] The mixtures of the above mentioned dispersions, containing the total 3% of non ionic surfactant Triton X1 00, 
are.charged with the acrylic paste of Example 4 and sprayed on a primerized aluminum plate, dried at 100°C for two 
45 minutes and then sintered at 420°C for 10 minutes. 

[0048] On the sinterized film, the critical thickness is detrmined by optical microscopy. Such critical thickness is com- 
pared with that measured on the film obtained by the pure component a). A critical thickness of 42 urn is measured for 
the mixture with component b) at 4.8% by weight, for the mixture with component b) at 3.3% a critic! thickness of 40 urn, 
in comparison with the critical thickness of 24 urn measured for the pure dispersion a). 

50 

EXAMPLE 7 

[0049] A mixture consisting of two dispersions of polytetrafluoroethylene (PTFE) having a total percentage of the final 
solid of 57% by weight with a ratio by weight between the polymers of the two dispersions dispersion a) and dispersion 
55 b) equal to 96/4, is prepared. The component a) of the mixture is a commercial product Ausimont of Example 5 while 
the component b) is surnatant of Example 1 . The particle diameters, measured by the Laser Light Scattering method, 
are respectively 227 and 40 nm with a particle diameter ratio between the component b) and component a) equal to 
0.176. 
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[0050] The mixture of the two dispersions, containing the total 3% of non ionic surfactant Triton X1 00, is charged with 
two different pastes: the acrylic paste of Example 4 and a paste having the same composition except for the base resin 
which is a silicone type resin. Both formulations are sprayed on primerized aluminum plates, dried at 100°C for two min- 
utes and then sintered at 420°C for 10 minutes. 
5 [0051 ] On the sintered film, the critical thickness is determined by optical microscopy. Such critical thickness is com- 
pared with that measured on the film obtained using the pure dispersion a). An increase of the critical thickness is 
measured passing from the pure component a) to the mixtures containing 4% by weight of the dispersion b), as shown 
in Table 1. 

10 

TABLE 1 



component a) % by wt. 


component b) % by wt. 


Acrylic paste 


Silicone paste 


Critical thickness (urn) 


100 


0 


present 


absent 


24 


100 


0 


absent 


present 


35 


96 


4 


present 


absent 


40 


96 


4 


absent 


present 


48 



20 

EXAMPLE 8 

[0052] A mixture consisting of two dispersions of polytetraf luoroethylene (PTFE) having a total percentage of the final 
solid of 57% by weight with a ratio by weight between the polymers of the two dispersions dispersion a)/dispersion b) 
25 equal to 96.1/3.9, is prepared. The component a) of the mixture is a commercial product Ausimont Algoflon of Example 
5 while the component b) is surnatant of Example 2. The particle diameters, measured by the Laser Light Scattering 
method, are respectively 227 and 35 nm with a particle diameter ratio between the component b) and component a) 
equal to 0.154. 

[0053] The mixture of the two dispersions, containing the total 3% of non ionic surfactant Triton X1 00, is charged with 
30 a pigmented acrylic paste and sprayed on a primerized aluminum plate, dried at 100°C for two minutes and then sin- 
tered at 420°C for 10 minutes. The final composition of the applied pigmented acrylic formulation is constituted by the 
. following parts by weight of the various components: 46 of PTFE, 2 of the acrylic resin Rhodopas D906, 4 of Ti0 2 Kro- 
nos 2310, 3 of Triton X1 00, 0.3 of the oleic acid triethanolamine salt, 1 .2 of the lauryl acid sodium salt, 0.5 of mica. 2 of 
xylene, 2 of butylcellosolve, 0.4 of Orotan 850 and the complement to 100 of water. 
35 [0054] On the sintered film, the critical thickness is determined by optical microscopy. Such critical thickness is com- 
pared with that measured on the film obtained by the pure component a). An increase of the critical thickness from 35 
to 45 nm is measured passing from the pure dispersion a) to the mixture containing 3.9% by weight of the dispersion b). 

EXAMPLE 9 

40 

[0055] Two mixtures consisting of two dispersions of PTFE both having a total percentage of the final solid of 59% by 
weight with a ratio by weight between the polymers of the two dispersions dispersion a) dispersion b) equal to 95.5/4.5 
and 97/3, are prepared. The component a) of the mixture is a commercial product Ausimont Algoflon of Example 5 hav- 
ing average particle size of 245 nm while the component b) is a thermoplastic polymer in the form of aqueous dispersion 
45 Hyflon D 3070X having average size diameter of 60 nm. The particle diameters, measured by the Laser Light Scattering 
method, are respectively 245 and 60 nm with a diameter ratio equal to 0.245. 

[0056] Both the mixtures of the two dispersions, containing the total 3% of non ionic surfactant Triton X100, are 
charged with the acrylic paste of Example 4. The obtained formulation is sprayed on primerized aluminum plates, dried 
at 100°C for two minutes and then sintered at 420°C for 10 minutes. 
so [0057] On the sintered film, the critical thickness is determined by optical microscopy. Such critical thickness is com- 
pared with that measured on the film obtained by the pure component a). As shown in Table 2, an increase of the critical 
thickness and gloss is measured passing from the pure component a) to the mixtures. 



55 
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TABLE 2 



component a) % by 
weight 


component b) % by 
weight 


Critical thickness (^m) 


Gloss 


100 


0 


24 


17 


95.5 


4.5 


42 


27 


97 


3 


35 


25 



The scratch-resistance of a film obtained from the pure component a) and of a film obtained from a mixture of disper- 
sions having the following composition by weight: component a/component b) = 95.5/4.5, has been determined. 
The experimental method to evaluate the scratch-resistance consists in measuring the weight connected to a sharp tip, 
15 which is necessary to cause a cut in the film. The test is carried out in air at room temperature and with the plate dipped 
in water at 100°C and in oil at 180°C. The values reported in Table 3 show that in all cases there is an increase of the 
scratch-resistance film, passing from the film consisting of the pure dispersion a) to the present invention dispersion 
mixture. 



TABLE 3 



comp. a) % by wt. 


comp. b) % by wt. 


Load T room (g) 


Load in H 2 0 T=100°C 

(g) 


Load in oil T=180°C 


100 


0 


1225 


935 


565 


95.5 


4.5 


1355 


.1125 


785 



EXAMPLE 10 (comparative) 

.30 

[0058] Two mixtures consisting of 2 dispersions of polytetraf luoroethylene (PTFE) having a total percentage of the 
final solid of 55% by weight with a ratio by weight between the polymers of the 2 dispersions equal to, respectively, 95/5 
and 90/10, are prepared. The former component of the mixtures is a commercial product Ausimont Algoflon of Example 
5 while the latter component is drawn from Example 3 (comparative). The particle diameters, measured by the Laser 

35 Light Scattering method, are respectively 227 and 1 1 5 nm with a particle diameter ratio between the second component 
and the first component equal to 0.51 . The % of the fraction from 20-60 nm is lower than 2% by weight. 
[0059] The mixtures of the above mentioned dispersions, containing the total 3% of non ionic surfactant Triton X100, 
are charged with the acrylic paste of Example 5 and sprayed on a primerized aluminum plate, dried at 100°C for two 
minutes and then sintered at 420°C for 10 minutes. 

40 [0060] On the sintered film, the critical thickness is determined by optical microscopy. Such critical thickness is com- 
pared with that measured on the film obtained by the first pure component. As shown in Table 4, with a particle diameter 
ratio forming the two dispersions higher than 0.3, no increase of the critical thickness is noticed. 



TABLE 4 



component 1 % by 
weight 


component 2 % by 
weight 


Critical thickness (um) 


100 


0 


24 


95 


5 


24 


90 


10 


24 



EXAMPLE 11 (comparative) 

55 

[0061] Two mixtures consisting of 2 dispersions of polytetraf luoroethylene (PTFE) having a total percentage of the 
final solid of 59% by weight with a ratio by weight between the polymers of the 2 dispersions equal to, respectively, 95/5 
and 90/10, are prepared. The former component of the mixtures is a commercial product Ausimont Algoflon of Example 
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5 while the latter component is a thermoplastic polymer Hyflon® latex. The particle diameters, measured by the Laser 
Light Scattering method, are respectively 245 and 1 80 nm with a particle diameter ratio between the second component 
and the first component equal to 0.73. 

[0062] The mixtures of the above mentioned dispersions, containing the total 3% of non ionic surfactant Triton X1 00, 
s are charged with the acrylic paste of Example 4 and sprayed on a primerized aluminum plate, dried at 100°C for two 
minutes and then sintered at 420°C for 10 minutes. 

[0063] On the sintered film, the critical thickness is determined by optical microscopy. Such critical thickness is com- 
pared with that measured on the film obtained by the first pure component. As shown in Table 5, with a particle diameter 
ratio forming the two dispersions higher than 0.3, no increase either of the critical thickness or the film gloss is noticed. 

10 



TABLE 5 



component 1 % by wt. 


component 2 % by wt. 


Critical thickness (pjn) 


Gloss 


100 


0 


24 


17 


95 


5 


24 


17 


90 


10 


24 


17 



20 Claims 

1 . Mixtures of f luoropolymer dispersion, wherein: 

a) a dispersion is formed by tetrafluoroethytene (TFE) homopolymers or by its copolymers with one or more 
25 monomers containing at least one unsaturation of ethylene type in amounts from 0 up to 8% by weight, prefer- 
ably from 0.01 to 3% by weight, the average particle sizes range from 190 to 400 nm, preferably from 210 to 
300 nm; 

b) another dispersion is selected from one or more of the following dispersions: 

30 1) tetrafluoroethylene (TFE) homopolymer dispersion, or based on its copolymers with one or more mon- 

omers containing at least one unsaturation of ethylene type in amount from 0 up to 8% by weight, prefer- 
. ably from 0.01 to 3% by weight; 
2) TFE thermoplastic copolymers, preferably copolymers containing from 7 to 27% by weight of hexaf luor- 
opropene; copolymers containing from 0.5 to 18% by weight, in particular from 2 to 10% by weight of one 

35 or more perfluoroalkylvinylethers, preferably selected from methyl-, ethyl-, propylvinylether; 

the average particle sizes of the b) dispersion range from 20 to 60 nm; preferably from 20 to 45 nm. 

the ratio between the average particle sizes of the dispersion b) with those of the dispersion a) being lower than 

0.3, preferably between 0.1 and 0.25. Component b) being obtainable by microemulsion polymerization. 

40 

2. Dispersion mixtures according to claim 1) wherein the average particle size of dispersion b) is higher than 60 nm, 
provided that the particle fraction having sizes defined in b) is equal to at least 60% by weight, preferably 70% by 
weight, the ratio by weight between the average particle size of 20-60 nm and those of dispersion a) being lower 
than 0.3. 

45 

3. Dispersion mixtures according to claims 1-2, wherein one or more dispersions having distribution with average 
diameter lower than 20 nm, are added. 

4. Dispersion mixtures according to claims 1 -3 wherein the comonomers are selected from: 

50 

perfluoroolefins C 3 -C 8 , such as hexafluoropropene (HFP); 

- hydrogenated fluoroolef ins C 2 -C 8 , such as vinyl fluoride (VF), vinilydene fluoride (VDF), trif luoroethylene, hex- 
af luoroisobutene, perfluoroalkylethylene CH 2 =CH-R f , wherein R f is a perfluoroalkyl C r C 6 ; 

chloro- and/or bromo- and/or iodo- fluoroolef ins C 2 -C 8 , such as chorotrifluoroethyjene (CTFE); 
55 - (per) fluoroalkyllvinylethersi CF 2 =CFOR f (PAVE), wherein R f is a (per)fluoroalkyl C r C 6 , for example CF 3 , 
C 2 F5, Q3F7; 

- (per)fluoro-oxyalkylvinylethers CF 2 =CFOX, wher in X is: an alkyl C^C^, or an oxyalkyl C r C 12 . or a 
(per)fluoro-oxyalkyl C r C 12 having one or more ether groups, for example perfluoro-2-propoxy-propyl. 
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5. Dispersion mixtures according to claims 1-4, wherein the fluoropolymers a) are polytetrafluoroethylene or poly- 
tetraf luoroethylene modified with one comonomer having one ethylene unsaturation, the fluoropolymers b) are pol- 
ytetrafluoroethylene or modified polytetrafluoroethylene. 

s 6. Dispersion mixtures according to claims 1 -4 wherein the b2) type fluoropolymers are TFE copolymers with pert luor- 
omethylvinylether in amounts between 6 and 7% by weight, optionally containing perfluoropropylvinylether 
between 0.8 and 1 .2% by weight, TFE copolymers with perfluoropropylvinylether from 4 to 6% by weight. 

7. Dispersion mixtures according to claims 1-6 wherein the type a) aqueous dispersions are obtainable by the emul- 
10 sion polymerization processes, the type b) aqueous dispersions are obtainable with the polymerization process in 

microemulsion, comprising: 

a) preparation of an aqueous microemulsion of perfluoropolyethers (PFPE) having, neutral end groups or end 
groups optionally containing 1 or more H, CI atoms instead of fluorine; 

is b) feeding of the microemulsion into the polymerization reactor, in such amount wherefore the microemulsion 

perfluoropolyether oil phase is present in a concentration higher than 2 ml per liter of reaction medium, prefer- 
ably from 2.2 ml up to 50 ml per litre, still more preferably from 3 to 30 ml per litre of reaction medium; 
c) feeding of the reaction medium into the polymerization reactor, reactor degassing, reactor pressurization 
with gaseous TFE, optional addition of surfactants, stabilizers, comonomers, transfer agents; 

20 d) initiator addition, and optionally during the polymerization, of additional amounts of surfactants, stabilizers, 

comonomers, transfer agents; 
e) discharge from the reactor of the polymer latex. 

8. Dispersion mixtures according to claims 1-7, wherein the weight ratio between the component a) and component 
25 b) as dry product is in the range 99/1 - 90/1 0, preferably 99/1 - 95/5 by weight. 

9. Dispersion mixtures according to claims 1 -8 comprising other aqueous resin dispersions selected from acrylic res- 
ins, silicone resins, polyamidoamidic resins; pigments, surfactants, inorganic fillers and other additives. 

30 



35 



40 



45 



50 



55 
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